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(57) The present invention relates to a method and 
an apparatus for efficiently manufacturing a 
two-dimensional assembly of fine particles at a 
high accuracy through control of the film thick- 
ness of the liquid dispersion medium and the 
meniscus force. 

This method comprises the steps of arranging 
a wall cell forming a closed surface region on 
the surface of a solid substrate, injecting a 
liquid containing fine particles onto the closed 
surface region in the wall cell, and then remov- 
ing the liquid, thereby causing two-dimensional 
assembly of the fine particles on the solid sur- 
face. 

As a preferable apparatus for use for this 
method, the present invention also provides an 
apparatus which comprises a wall cell forming a 
closed surface region on the surface of a solid 
substrate, the wall of said wall cell being ar- 
ranged in contact with, or near, the surface of 
said solid substrates, and a means for removing 
liquid from a liquid containing fine particles 
injected into the closed region formed by the 
substrate surface and the wall, thereby causing 
two-dimensional assembly of fine particles 
along with the removal of the liquid from the 
liquid containing the fine particles. 



CL 
LU 



Jouve, 18, rue Saint-Denis, 75001 PARIS 



1 



EP 0 586 215 A1 2 



FIELD OF THE INVENTION 

The present invention relates to a method for 
manufacturing a fine-particles two dimensional as- 
sembly and an apparatus therefor. More particularly, 5 
the present invention relates to a method for manu- 
facturing a fine-particles two-dimensional aggregate 
used in the preparation of a new functional material 
in such areas as lithography, microelectronics, image 
processing, biomaterials, ceramics and metal materi- 10 
als. 

PRIOR ART 

Methods and apparatuses for two-dimensionally 15 
deploying fine particles (protein, oxides, metals, latex 
and polymers) and forming an assembly structure by 
controlling same have conventionally been studied. 
For example, there is tried a method comprising of 
precipitating of fine particles on the gas-liquid inter- 20 
face or the liquid-liquid interface of a fine-particle dis- 
persed solution and aggregating the resultant precip- 
itate. 

However, it is not so easy to form and control rap- 
idly an assembly structure of fine particles at a high 25 
accuracy. Actually, methods and apparatus tried so 
far had respective limits. 

In the conventional precipitation method, for ex- 
ample, while it is relatively easy to make a two-dimen- 
sional film with a single layer of particles, a uniform 30 
film quality is unavailable. All these conventional 
methods of preparation basically comprises deploy- 
ing a liquid containing particles onto a solid substrate 
and aggregating the fine particles by removing the 
solvent from this solution. For the purpose of obtain- 35 
ing a uniform two-dimensional assembly, various im- 
provements have been made in these methods, in- 
cluding spin coating of the solution onto the substrate, 
drying and solidification, addition of a surfactant, de- 
ployment into the gap between two substrates, and 40 
shape control of the solvent meniscus. 

In spite of these improvements, it has still been 
difficult to form a uniform fine-particle film and it has 
been impossible to accurately control the structural 
regularity of the fine-particle assembly. 45 

Under such circumstances, the present inventor 
has already invented quite a new method for forming 
high-accuracy and rapid aggregation of fine- 
particles. 

This method comprises highly controlling aggre- so 
gation of fine particles as induced by a meniscus 
force, for example, newly discovered by the present 
inventor. 

More specifically, as illustrated in Fig. 1, for ex- 
ample, by supplying fine particles (A) and (B) dis- 55 
persed in a liquid dispersion medium (I) onto a sub- 
strate (III) having a flat surface, and controlling the 
film thickness (d) of the liquid dispersion medium (I) 



to approximately the particle's diameter of the fine 
particles (A) and (B), preferably to below the diame- 
ter, by evaporation, for example, then, a large suction 
force (F) acts on the fine particles (A) and (B), thus 
forming a nuclear assembly of fine particles. 

The meniscus force produced as such a suction 
force (F) is theoretically estimated to depend upon 
the wet angle (9) between the fine particles and the 
liquid dispersion medium (I), the thickness (d) of the 
liquid dispersion medium (I) at a sufficient distance, 
the diameter (2r) of the fine particles (A) and (B), the 
interfacial tension between the liquid dispersion me- 
dium (I) and a medium (II) (surface tension when the 
liquid dispersion medium (I) is air), and the difference 
in density between the liquid dispersion medium (I) 
and the medium (II). The meniscus force is a very 
long-distant force and is considered to be proportion- 
al to the Inverse number of the distance (I) between 
the fine particles. Because of such a long distance, 
the gravitational force acts between particles at a fair- 
ly long distance. 

A two-dimensional assembly of fine particles is 
formed on the flat-surface substrate (III) by the 
above-mentioned meniscus force, etc. 

When forming a two-dimensional assembly of 
fine particles by the new method, in order to improve 
reproducibility thereof and obtain a two-dimensional 
assembly of fine particles at a high accuracy, it is nec- 
essary to effectively control the evaporation rate and 
the meniscus force. However, a satisfactory means to 
control these factors has not as yet been technically 
established. Consequently, the two-dimensional as- 
sembly has not been uniform, and have been restrict- 
ed for the Improvement of its forming efficiency. 

SUMMARY OF THE INVENTION 

The present invention was developed in view of 
the circumstances as described above, and has an 
object to provide a method and an apparatus for man- 
ufacturing a two-dimensional assembly of fine partic- 
les, which permits high-accuracy and efficient control 
of the film thickness of the liquid dispersion medium 
and the meniscus force. 

To achieve the above-mentioned object, the 
present invention provides a method for manufactur- 
ing a two-dimensional assembly of fine particles, 
which comprises the steps of arranging a wall cell 
forming a closed surface region on the surface of a 
solid substrate, injecting a liquid containing fine par- 
ticles onto the closed surface region in the wall cell, 
and then removing the liquid to form two-dimensional 
assembly of the fine particles onto the solid surface. 

In addition, as one of the apparatuses for this pur- 
pose, the present invention provide an apparatus for 
forming a two-dimensional assembly of fine particles, 
which is an apparatus provided with a wall cell form- 
ing a closed surface region on the surface of a solid 
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substrate, in which the wall cell is arranged in contact 
with, or near, the solid substrate surface, and which 
has a means to remove a liquid from the liquid con- 
taining fine particles, injected into the closed region 
formed by the substrate surface and the wall cell, 
thereby generating two-dimensional aggregation of 
the fine particles along with removal of liquid from the 
liquid containing fine particles. 

BRIEF DESCRIPTION OF THE DRAWINGS 

Fig. 1 is a schematic representation illustrating 
the meniscus force forming the theoretical basis 
for the present invention; 
Fig. 2 is a sectional view illustrating an embodi- 
ment of the circular cell applicable for the method 
for manufacturing a two-dimensional assembly; 
Fig. 3 is a block diagram illustrating the structure 
of an apparatus applicable for the method of the 
present invention; 

Fig. 4 is a sectional view illustrating another em- 
bodiment of the apparatus of the present inven- 
tion; 

Fig. 5 is a sectional view illustrating further an- 
other embodiment of the apparatus of the pres- 
ent invention; 

Fig. 6 is a view illustrating the nuclear formation 
process of two-dimensional assembly of nano- 
meter particles; 

Fig. 7 is a view illustrating the process of growth 
of two-dimensional assembly of nanometer par- 
ticles; 

Fig. 8 is a scanning micrograph illustrating the 
two-dimensional crystal-like assembly of a poly- 
stylene sphere on a glass substrate; 
Fig. g is a transmission-type electron micrograph 
illustrating the crystal-like two-dimensional as- 
sembly of a polystylene sphere on a mica sub- 
strate; 

Fig. 10 is an inter-atomic micrograph correspond- 
ing to Fig. 9; 

Fig. 11 is another inter-atomic micrograph illus- 
trating the crysta-like two-dimensional assembly 
of a polystylene sphere on a mica substrate; 
Fig. 12 is an inter-atomic micrograph illustrating 
the two-dimensional crystai-like assembly of a 
polystylene sphere on a carbon-coated glass 
substrate; and 

Figs. 13 (a), (b) and (c) are optical micrographs il- 
lustrating examples of the present invention. 

DETAILED DESCRIPTION OF THE INVENTION 

In the manufacturing method of two-dimensional 
assembly of the present invention, a circular wall cell 
as shown in Fig. 2 is used. This circular cell (1) has a 
structure in which the bottom of a partition (3) having 
a hole (2) of a diameter of several mm formed therein 



is tightly closed with a solid substrate (4). The diam- 
eter (R) of the inner hole (2) of the partition (3) may 
be for example of the order of 2 to 4 mm to permit 
manufacture of an assembly film of fine particles of a 
5 size of up to 200 nm (many be called nanometerf ine 
particles), or may be larger to permit accurate manu- 
facture of a large-area two-dimensional assembly. 
There is no particular restriction on the material of the 
partition (3), which may for example be solid paraffin 
10 fluorine resin, etc. There is no particular restriction on 
the kind of the solid substrate (4): any appropriate one 
such as glass or mica may be used. The surface 
thereof may be cooled, for example, with a thin film 
of carbon or metal such as gold. In this case, it is pos- 
ts sible to previously apply a hydrophilic treatment by 
any surface treatment method such as sputtering to 
the surface. 

By employing such a circular wall cell (1 ), it is pos- 
sible to prepare the two-dimensional assembly of 
20 nanometer particles, for example, with a high repro- 
ducibility, formation of the two-dimensional assembly 
of fine particles always starting from the center of the 
hole (2). 

A liquid containing dispersed fine particles to be 

25 formed, or a liquid comprising a solution in which fine 
particles can precipitate from the solution during op- 
eration is injected into the inner hole (2) of the circular 
wall cell (1). This liquid (5) may be, apart from water, 
alcohol, acetone, xylene or any other volatile liquid. 

30 Then, water or other solvent constituent is evapo- 

rated from this liquid (5). Upon evaporation of the sol- 
vent constituent, the evaporation rate of the solvent 
may be controlled by arranging a cover (8) such as a 
glass plate on the top of the circular wall cell (1), as 

35 shown in Fig. 3, and adjusting the position of this cov- 
er (8), thereby changing the evaporation area. Or, the 
evaporation rate may be controlled through tempera- 
ture control within the container (6). 

As the solvent evaporates, fine particles are ag- 

40 gregated as crystal-like uniform assembly structure 
onto the solid substrate (4) by the aggregation force 
produced along with this evaporation. 

The progress of this two-dimensional aggrega- 
tion may be recorded by a video cassette recorder 

45 (1 1) via a microscope (9) and a CCD camera (10), and 
observed on a monitor (12). 

In the present invention, furthermore, preferable 
embodiments include arrangement of a temperature 
controlling means in the tightly closed container, pro- 

50 vision of a slope at the end of the inner wall of the cir- 
cular wall cell opposing to the substrate, and provi- 
sion of a gap at the end of the circular wall cell oppos- 
ing to the substrate, thereby controlling the liquid film 
pressure within the cell by this gap communicating 

55 with the cell interior. 

An apparatus for forming a two-dimensional as- 
sembly for this purpose is for example the one shown 
in Fig. 4. 
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This apparatus has a structure of a tightly closed 
container, in which a cell structure (21) having a cir- 
cular wall cell (212) being in contact with, or near, a 
flat-surface substrate (211) is secured with rivets (2) 
to a cell fixing stand (23) such as that of a microscope 5 
through a fixing plate (22), and the entire structure is 
covered with a hood (25). This hood (25) not only pre- 
vents outside impurities from coming into the cell, but 
also controls evaporation of the liquid dispersion me- 
dium (26) in the ring. 10 

Meniscus force is produced by charging fine par- 
ticles and a liquid dispersion medium (26) into this an- 
nular wall cell (212) having a circular or polygonal 
shape, and subsequently, controlling the film thick- 
ness of the liquid dispersion medium (26), thereby 15 
forming a two-dimensional assembly. During this op- 
eration, the process may be observed through, for ex- 
ample, an optical microscope (27). 

In the present invention, furthermore, it is effec- 
tive to provide a slope at the end of the inner wall of 20 
the annular wall cell (212) opposing to the flat- 
surface substrate (211), as shown in the enlarged 
view of Fig. 4, and making an acute angle (a) between 
the inner wall of the ring in contact with the liquid dis- 
persion medium and the flal-surface substrate. By 25 
doing this, it is possible to keep a small contact angle 
(P) between the liquid dispersion medium and the cell 
wall, and thus to further stabilize the meniscus force. 
It is consequently possible to form a more accurate 
two-dimensional assembly. 30 

In the present invention, moreover, as shown in 
Fig. 5, it is also effective to provide a temperature con- 
troller (28) near the cell structure (21) with a view to 
improving the control accuracy of film thickness of 
the liquid dispersion medium. As the temperature 35 
controller (28), any appropriate one such as a heater 
using a heatingwire, or a small-diameter tube for cir- 
culation of hotwater, for example, may be used. 

In the present invention, the film thickness of the 
liquid dispersion medium (26) may be controlled 40 
through a capillary tube (29) to be incidentally provid- 
ed. In this case, a channel (240) communicating be- 
tween the gap (239) and the cell outside is provided 
on a portion of the annular wall cell (212) having the 
gap (230) at the endfacing the substrate (211) as 45 
shown in Fig. 5, for example. Then, a slit (250) com- 
municating between the gap and the cell interior is 
provided, and the capillary tube (29) is inserted 
through the channel (240) into the gap (230) and 
fixed there. The liquid dispersion medium present in so 
the gap (230) is sucked or pressed by means of this 
cappilary tube, thereby controlling the gap (239) and 
the film thickness of the liquid dispersion medium 
(26) through the slit (250). 

This control of the film thickness of the liquid dis- 55 
persion medium makes it possible to manufacture a 
thin film with a two-dimensional assembly of fine par- 
ticles at a higher accuracy. 



It is possible to convert the two-dimensional as- 
sembly formed in accordance with the present inven- 
tion into a functionally more excellent assembly (crys- 
tal-like uniform structure) by applying a chemical 
modification, or processing or modification by, for ex- 
ample, laser or other beam to the two-dimensional 
assembly thus formed. By laminating this assembly, 
a lamination comprising a plurality of layers of this as- 
sembly may be achieved. It is thus possible to apply 
the method of the present invention for the creation 
of new functional materials in such areas as electron- 
ics, biomaterials, ceramics, metals and polymers, and 
to apply same to new physical and chemical process- 
es and measuring instruments. 

The method for manufacturing the two-dimen- 
sional assembly of fine particles of the present inven- 
tion will be described further in detail by means of 
some examples. 

EXAMPLE 1 

Acircular wall ceil (1) as shown in Fig. 2, was pre- 
pared by piercing a hole having a diameter of 2 to 4 
mm in commercially available solid paraffin block and 
tightly closing it at the bottom with a glass substrate. 
This inner hole (2) of the circular cell (1) was filled 
with a 144 nm-diameter polystylene sphere disper- 
sion aqueous solution. The aqueous solution contain- 
ing dispersed polystylene spheres had a concentra- 
tion of 0.1 wt.% and a volume of 1 to 4jil. 

Then, the top of the circular wall cell (1) was cov- 
ered with a glass plate. The thus covered circular wall 
cell was housed in a container (6) of the apparatus 
shown in Fig. 3, and water was evaporated while ad- 
justing the position of the glass plate. The atmos- 
phere used in this example was the air. 

Atthe moment when the surface level of the poly- 
stylene spere solution became of the same order as 
the particle diameter of the polystylene sphere, or the 
particles slightly appeared on the water surface, ag- 
gregation of polystylene sphere was started at the 
center. When it was held while keeping a constant 
evaporation rate, particles gathered around nuclei 
from surrounding portions, resulting in aggregation 
(crystaline form) and growth. Fig. 6 illustrates the 
process of nuclear formation, and Fig. 7, the process 
of growth of assembly. 

As shown in Fig. 8, observation with a scanning- 
type microscope permitted confirmation of the for- 
mation of a two-dimensional crystal-like uniform 
structure as singl layer of polystylene sphere on the 
glass substrate. 

EXAMPLE 2 

In the same manner as in the Example 1, a cir- 
cular cell using a mica substrate was filled with a 144 
nm-diameter polystylene sphere aqueous solution, 
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and water was evaporated in air atmosphere. 

By means of a transmission-type electron micro- 
scope shown in Fig. 9 and an inter-atomic microscope 
shown in Fig. 10, formation of a two-dimensional as- 
sembly (crystal-like structure) of polystylene sphere 5 
on the mica substrate was observed. 

EXAMPLE 3 

In the same manner as in the Examples 1 and 2, 10 
a two-dimensional assembly (crystal-like structure) 
of 55 nm-diameter poly- stylene sphere was formed 
on a mica substrate. This example was carried out in 
two kinds of atmosphere including the air and oxygen. 

As a result, formation of two-dimensional assem- 15 
bly of polystylene sphere was observed in the oxygen 
atmosphere with an inter-atomic microscope, as is 
clearfrom Fig. 11. No two-dimensional crystal-like as- 
sembly was formed in the air atmosphere. 

20 



EXAMPLE 4 

A two-dimensional crystal-like assembly having 
uniform structure of 55 nm-diameter polystylene 
sphere was prepared in the same manner as in the 25 
Example 3, except that a carbon-coated glass sub- 
strate was used as the solid substrate. 

Observation with an inter-atomic microscope 
permitted confirmation, as shown in Fig. 12, of forma- 
tion of a two-dimensional crystal-like assembly struc- 30 
ture in an oxygen atmosphere. No two-dimensional 
crystal-like assembly structure was formed in the air 
atmosphere. 

It is needless to mention that the present inven- 
tion is not limited in any manner by the above- 35 
mentioned examples. Various other embodiments are 2. 
of course possible for details such as nanometer par- 
ticles, kind of solvent and solid substrate, atmosphere 
and equipment configuration. 3. 

It is now possible, by the application of the pres- 40 
ent invention, to cause nanometer particles having a 
particle size of up to 200 nm to form crystal-like two- 
dimensionally at a high reproducibility. Wide-range 
application is expected in such areas as optics, lithog- 
raphy, microelectronics and image processing. 45 



sphere (concentration: 1 wt.%, temperature: 25°C), 
thereby forming a two-dimensional assembly. 

In this operation, the surface level of the disper- 
sion water of polystylene sphere in the cell was re- 
duced by evaporation. Fig. 13 illustrates the results of 
observation of the forming process of the two-dimen- 
sional assembly. Fig. 13(a) shows the state in which 
concentration of the fine particles is started by the 
evaporation of the liquid dispersion medium; Fig. 
1 3(b) shows the state in which, continued evaporation 
produces a water flow in a direction and fine particles 
assembly on this flow, thus growthing the two-di- 
mensional assembly; and Fig. 13 (C) shows the state 
in which growth of the two-dimensional assembly is 
completed and the fine particles now form a single- 
layer two-dimensional aggregate. 

As shown in these drawings, the formed two-di- 
mensional particles was uniform. It was thus possible 
to form a two-dimensional particles (crystal-like uni- 
form structure of assembly) of fine particles efficient- 
ly at a high accuracy on the solid surface. 



Claims 

1. A method for manufacturing a fine- particle two- 
dimensional assembly, which comprises the 
steps of arranging a wall cell forming a closed 
surface region on the surface of a solid substrate, 
injecting a liquid containing fine particles into the 
closed surface region in said wall ceil, and then 
removing the liquid, thereby forming two-dimen- 
sional assembly of the fine particles on the solid 
surface. 



A manufacturing method as claimed in Claim 1, 
wherein said liquid is removed by evaporation. 

A manufacturing method as claimed in Claim 2, 
wherein the process is carried out in air or oxygen 
atmosphere. 



4. A manufacturing method as claimed in Claim 1, 
wherein a solid substrate having a surface coated 
with carbon thin film or a metal thin film is used. 



EXAMPLE 5 5. 

Using a two-dimensional assembly forming ap- 
paratus provided, as show in Fig. 5, with a tempera- so 
ture controller controlling the evaporation rate of a liq- 
uid dispersion medium, by bringing an end of the 6. 
Tephron ®wall of a 1 .4 cm-diameter circular cell struc- 
ture into contact with a glass flat-surface substrate, 
through the temperature of circulated hot water, and 55 
a capillary tube for controlling the pressure of the liq- 7. 
uid dispersion medium, the cell interior was filled with 
a dispersion water of 1.70 u.m-diameter polystylene 



A manufacturing method as claimed in Claim 1, 
wherein a two-dimensional assembly of fine par- 
ticles is a nanometer-size fine particles two-di- 
mensional assembly. 

A fine-particle two-dimensional crystal-like uni- 
form assembly formed on the surface of the solid 
substrate by the method of Claim 1. 

An apparatus for forming a two-dimensional as- 
sembly of fine particles, which comprises a wall 
cell forming a closed surface region on the sur- 
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face of a solid substrate, the wall of said wall cell 
being arranged in contact with, or near, the sur- 
face of said solid substrate, and a means for re- 
moving liquid from a liquid containing fine partic- 
les injected into said closed region formed by the 5 
substrate surface and the wall, thereby causing 
two-dimensional assembly of fine particles along 
with the removal of the liquid from the liquide 
containing the fine particles. 

10 

8. A forming apparatus as claimed in Claim 7, 
wherein said means for removing the liquid is an 
evaporation device. 

9. A forming apparatus as claimed in Claim 8, 15 
wherein said apparatus has an atmosphere tem- 
perature controller. 

10. A forming apparatus as claimed in Claim 7, 
wherein a slope is provided on the inner wall at 20 
the end of said wall cell facing the substrate sur- 
face. 

11. A forming apparatus as claimed in Claim 7, 
wherein a gap is provided at the end of said wall 25 
cell and the liquid film pressure in the cell is con- 
trolled by communicating said gap with the cell in- 
terior. 

12. A forming apparatus as claimed in Claim 11, 30 
wherein a slit communicates between said gap 

and the cell interior. 

13. A forming apparatus as claimed in Claim 11, 
wherein the liquip pressure is controlled by 35 
means of a capillary tube communicating the cell 
outside and said gap. 
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Fig.6 




Fig.7 
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Fig.8 




Fig.9 
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(54) Method for manufacturing a fine-particle two-dimensional assembly and apparatus therefor 



[57] The present invention relates to a method and 
an apparatus for efficiently manufacturing a two-dimen- 
sional assembly of fine particles at a high accuracy 
through control of the film thickness of the liquid disper- 
sion medium and the meniscus force. 

This method comprises the steps of arranging a wall 
cell forming a closed surface region on the surface of a 
solid substrate, injecting a liquid containing fine particles 
onto the closed surface region in the wall cell, and then 
removing the liquid, thereby causing two-dimensional 
assembly of the fine particles on the solid surface. 



As a preferable apparatus for use for this method, 
the present invention also provides an apparatus which 
comprises a wall cell forming a closed surface region on 
the surface of a solid substrate, the wall of said wall cell 
being arranged in contact with, or near, the surface of 
said solid substrates, and a means for removing liquid 
from a liquid containing fine particles injected into the 
closed region formed by the substrate surface and the 
wall, thereby causing two-dimensional assembly of fine 
particles along with the removal of the liquid from the 
liquid containing the fine particles. 
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